Abstract: Secondary interactions stabilize coordinatively demanding complexes of s-block metals.
Introduction
Complexes of the electropositive alkali and alkalino-earth metals are characterized by ionic 23 bonding between the cation and the ligands and co-ligands. In addition to regular (weakly) bonding
In the course of this work, we have prepared and structurally characterized several unusual 45 homometallic potassium fluoroalkoxides that display intramolecular K +… Cπ(arene), K +… Cπ(olefin)
46
and K +… Cπ(alkyne) interactions with tethered π ligands. K + -arene complexes are indeed well-known.
However, structurally authenticated K + -(η 2 -alkyne) complexes (13 structures in the CSD at the time 48 of writing) are mostly limited to heterobimetallic acetylides such as [(C5HMe4)2Ti(η 1 -C≡C-SiMe3)2] -
49
[K] + [21] 
55
In this context, the structural motifs of several polymetallic potassium fluoroalkoxides 56 displaying strong intramolecular interactions with pendant olefin, alkyne or arene are discussed in 57 the followings. The structure of the parent complex where the ligand is devoid of dangling π group 58 is also presented for comparison.
59

Results
60
The fluoroalcohols {RO 1 }H-{RO 4 }H bearing two strongly electron-withdrawing CF3 groups in α 61 position to the hydroxyl can be prepared in high yield by treatment of 2,2-bis(trifluoromethyl)oxirane
62
with the appropriate amine in Et2O [16, 20] . 
130
The 
225
{RO 3 }H were obtained as described earlier [16, 20] . The new {RO 4 }H was obtained following the same 226 protocols, using HNEt2 as starting material; see the Supporting Information for detail. 2,2-
227
Bis(trifluoromethyl)oxirane was purchased from Synquest Laboratories and used as received.
228
Solvents (THF, Et2O, CH2Cl2, pentane and toluene) were purified and dried (water contents all below 
233
NMR spectra were recorded on Bruker AM-400 and AM-500 spectrometers. 
